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ABSTRACT

A formalism is developed for temperature-dependent, self-consistent

phonons in gquantum solids with defects. Lattice vacancies and interstitials

in solid helium and metallic hydrogen, as well as electronic excitations in
solid helinm, are treated as defects that modify properties of these systems,

The information to be gained from the modified phonon spectrum is
discussed,
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1. INTRODUCTION

In this report we are concerned with phonon properties of gquantum
solids with defects, We shall mainly be interested in two substances:
{1) electronically excited solid helium, and (2) metallic hydrogen. The class
of defects that will be considered consists of electronic excitations in solid
helium and lattice imperfections (vacancies and interstitials) in both solid
helium and metallic hydrogen. The two substances considered here are of
great current interest, both scientifically and because of potential practical
applications. In particular, the long lifetime (~2.3 h) and the high excitation
energy {~20 eV) of the metastable 238 state of atomic helium suggest the
possibilitieé that high concentrations of these states might be achieved, under
suitable circumstances, in the liquid and solid phases of helium, and that
they could be utilized for storing energy (Ref, 1), The collisional quenching
of the excited ZBS state is expected to be less severe in the solid than in the

liguid, thereby singling out solid helium for primary consideration.

The existence of metallic hydrogen was first proposed by Wigner and
Huntington (Ref, 2). It is presently believed that the bulk of the interigor of
Jupiter is metallic hydrogen, most likely in the ligquid phase., An added
impetus for the study of metallic hydrogen is the expectation that it is a high-
temperature (100 to 300 K) superconductor (Refs, 3 and 4).

Quantum solids are characterized by the fact that the zero-point
motion of constituent atoms occurs over a sizeable portion of the atomic
cell, It is well established that solid helium is guantum. Although metallic
hydrogen has also been assumed in the past to be quantum, recent work by
Caron {Ref, 5) seems to indicate that this assumption is not entirely proper,
It appears that metallic hydrogen f{alls somewhere in between classical and
quantum solids; we shall refer to it as semiquantum. Special techniques
have been developed to treat the highly anharmonic quantum solids, since
standard approaches for classical solids, which are based on the harmonic
approximation, simply break down [or quantum solids, as manifested by
phonon frequencies becoming imaginary (Ref, 6). Although classical
methods may be marginally valid for metallic hydrogen, it is felt safer to

treat it by quantum-solid techniques, as we shall do in this report,
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As a result of the large zero-point motion of atoms in quantum solids,

certainTatticedefects,such as~vacancies and-interstitials; are easily
excited, even at zero temperature. These defects are expected to have a
marked effect on various physical properties of a quantum solid, especially
on those that depend on the lattice structure, In particular, the phonon
properties are expected to be strongly influenced by the defects. It is the
primary purpose of this report to discuss phonons in gquantum solids with
defects, in the context of solid helium and metallic hydrogen. In the case of
metallic hydrogen, the important defects we shall consider are vacancies
and interstitials, In the case of solid helium, our primary interest is elec-
tronic excitations, treated as lattice imperfections; however, our discussion
will be sufficiently general to include also the "normal' lattice defects,

vacancies and interstitials,

Most of the work on defects in lattices has been done for classical
solids (Ref. 7). Theoretical studies of defects in quantum solids were initi-
ated around 1970, and have been mostly concerned with two problems, The
first, in analogy to the classical case, is concerned with determing the mod-
ifications to the phonon spectrum due to various types of defects, Varma
{Ref. 8) considered a single isotopic substitution, and Aksenov (Ref. 9)
studied finite concentrations of static vacancies. Our intent is to generalize
the approaches of these papers to treat situations relevant to electronically
excited helium and metallic hydrogen at finite temperatures. The second
problem that has been studied in the past is concerned with using a
collective-excitation approach to treat lattice defects and their motion in
quantum solids (Refs. 10 through 13). 1In this report we shall not treat this

problem.
II. SELF-CONSISTENT PHONONS IN A PERFECT QUANTUM SOLID

To find the phonon spectrum of a system with a not too high defect
concentration it is very convenient to use the phonon spectrum of the corre-
sponding perfect and undistorted crystal. The periodicity of the latter can
be used advantageously to define normal coordinates and greatly reduce the
diagonalization problem. We review here the basic results on self-

consistent phonons (for exhaustive reviews, see Refs. 14 through 16) in a
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form that will be convenient for treating the defect problem. To introduce
the notation we first briefly summarize the derivation of phonons in a per-

fect, classical system (Ref. 17).

A, CLASSICAL LATTICE DYNAMICS

The basic assumption of small vibrational amplitudes allows one
to perform a series expansion of the potential in the displacements and to
truncate the series after the dominant, quadratic terms. The original

Hamiltonian is then replaced by the approximate, harmonic Hamiltonian

.1 . 2 1 ie
Hh‘zzMi“iaJrzZ@jBuia“jﬁ (1)
1o iy
ib
where

ia BZV
@ P "\ oa. au
) io B feq.

are the force constants derived from the original potential, and «,p = x,v, z.

The classical equations of motion of this Hamiltonian are, of course, linear;

.e _ ia
i Se T ; ip 56 (2)
J

The index i (or j) counts the atoms and is shorthand for the pair myu (or nv},
where the Roman letter denotes the unit cell and the Greek letter a site in

the cell (allowing for more generality than a Bravais lattice), The system
shown in Eqs. (2) can be greatly uncoupled by assuming the following space

and time dependence of the displacements:
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where the wave vector K reflects the lattice periodicity. Note that masses

"I\'/l'l_L do not depend on theé cell indéx m. The system shown in Eqgs. {2) now

becomes
w2 (k) U,k = Z DLS (k) U (k) (4)
vp
where
DR (1) = 1 mpy.o ik- (an-Rmp.J g
v = e LT ®
WV on

the so-called dynamic matrix, is the spatial Fourier transform of the force
constant matrix., Let r denote the number of sites per unit cell. Compar-
ing Eqs. (2) and (4), we see that the explicit introduction of lattice periodic-
ity has greatly simplified the problem: while Eqgs. (2} are a system of 3rN
coupled equations (N being the number of unit cells in the system, practi-
cally infinity), Eqgs. (4) consist of N systems (one for each k) of only 3r
coupled equations each, To each K there correspond 3r roots, denoted by
A=1, ««+, 3r, The corresponding eigenvectors of the dynamic matrix,

e (kN), the so-called polarization vectors, fulfill the orthogonality and

Lo
closure relations

Y e kN g (A1) = 6y,
[WRe4
(6)

)N

Once the dynamic matrix has been diagonalized (which is easily done
because it is low dimensional), the harmonic Hamiltonian can be shown to
be completely diagonal in the normal coordinates Q{ki), related to the

atomic displacements by

4 JPL Technical Memorandum 33-701



u = 1 e (kN Qk\) e mp
mee " e 4
(7)
. kR
A = —— /™M A
QkN \/—1‘:1 E N epa (kn\) umpa e
mpo
Indeed, substitution in Expansion (1) gives
. 2 2 2
H =3 D, (lQ(kJ\)| + wk ) |QUkn)] ) (8)

kn

which is, as expected, the Hamiltonian of uncoupled harmonic oscillators.
This form is extremely important in the treatment of a quantum solid, since

it allows one to write down explicitly approximate wave functions of the solid,

B. VARIATIONAL PRINCIPLE

The basic idea of self-consistent phonons in quantum solids, for which
the atomic displacements are too large and hence the harmonic part of the
Expansion (1) breaks down even as a zeroth-order approximation for a pos-
sible perturbation treatment, has been to use a variational approach.
Instead of expanding, one is looking for the most general harmonic
Hamiltonian (Expansion 1) that would best approximate the given system in
some sense. The most common approach, systematically and successfully
developed by Koehler (Refs. 18 and 19), has been to regard the effective
force constants, or equivalent quantities, as variable parameters determined
by minimizing the ground-state energy with respect to them, The energy is
evaluated by averaging the given, anharmonic Hamiltonlan over harmonic
oscillator wave functions. Consequent minimization gives a self-consistent
condition for the phonons, with the frequencies appearing not only explicitly

as in Eq. (4}, but also in the dynamic matrix,
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Because we are interested in temperature-dependent self-consistent
— phonons (especially for metallic-hydrogen); we have to-replace the ground-
state energy by the corresponding thermodynamic quantity, the free energy

F, given by

-BE

e_ﬁF = Z e SR e-!3H

n

where the summation is over all states of the system and B = 1/kT. The

statistical operator, or density matrix, is given by

e—BH

P =——"/sg
TreSH

The thermodynamic average of an operator O is

Tr (O e"BH

Tr (e_BH)

> = Tr (pO) = )

The extension of the zero-temperature, ground-state variational principle
to finite temperatures is the thermodynamic Gibbs-Bogolyubov principle

(for a proof and review see, for example, Ref, 20), which states that

FsF.,=Fy+<{H- H0>0
. -BH
Tr [(H- Hy)e ° (9)
=EF,+
0
-BH
Tr [e O]

where H, is a zeroth order Hamiltonian, conveniently chosen as a
Hamiltonian for which the problem can be solved explicitly. For T = 0 the

first and last terms in Eq. (9) cancel and the principle reduces to the
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well-known variational principle. This variational principle will be used

now to derive temperature-dependent, self-consistent phonons.

C. SELF-CONSISTENT PHONONS

To obtain the self-consistent phonons we first evaluate the trial free

energy in Eq. (9) and then minimize it. The Hamiltonian is of the form

H=T+V

2 2
h 1 i} 1
"2_2 :Mpa 2 +§ZV(IRmp+ump_R’nv_unul)

mpe ump.ar mp

and the zeroth order Hamiltonian, Ho’ is naturally chosen to be the har-
monie Hamiltonian Hh in Eq. {1), which has the advantage that all thermo-
dynamic qualities and averages can be evaluated explicitly, The kinetic

energy terms cancel, and we are left with

Firial = Fo <V - Vy2

It should be noted that in the case of solid helium the potential V appearing
in Eq. (10) is not the usual interatomic potential (of the lL.ennard-Jones
variety), but an effective potential that incorporates short-range correlation
effects (Ref. 21). The point is that the potential that a pair of helium atoms
in the lattice see is drastically modified by the surrounding atoms, so that
the pair potential derived from gas data is a very poor description of the
interatomic forces in the solid. In the case of metallic hydrogen, V is the

screened ion-ion potential {Refs. 22, 5),

In terms of the normal coordinates (Eq. 7), which diagonalize the
harmonic Hamiltonian (Eq. 8), the free energy is additive and the density
matrix is multiplicative, and all necessary quantities are explicitly avail-

able for harmonic oscillators (see, for example, Ref. 23 or Ref. 24):
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Hhw
- N _ - o kx) L . _ L
F, = E Fry = kT E in (2 $inh spe— ) (11)

k kx
@l 5 oy
o "l_[ _I—[ Wlen " |[atkn| “een 2KT .
0o ° PRA™ o, e (12)
ko LN 2wh sinh 21T

The averages of V and V_ are given by

0

Alwka

()™
kx

h
Vodo T 7 E"’kx ctgh i (14)

where

“ra Royy

Alwpy) = t8h

The result of Eq. (14) is obtained by averaging the square of the displace-
ment of a single harmonic oscillator (see Eqs. 8 and 12). In the low-
temperature limit each term gives hw/4, which is the potential energy
contribution to the zero-point energy. In the high-temperature limit, each

term contributes kT/2, the expected classical result.

The trial free energy is given by combining Eqs. (11), (13), and (14).
The resulting expression depends on all the @1y which are obviously

related to the effective force constants in Eq, (1). It is convenient to regard
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these frequencies as variational parameters, to be determined by imposing

the condition

oF, .
8‘551:31,1 -0 (15)
kx

This procedure is similar to that employed by Morley and Kliewer (Ref. 25)
to derive zero-temperature, self-consistent phonons. The algebra is some-

what long, but straightforward, and the result is

Topy Fopy 2
0 = E ctgh + L 1 L 9 Vv
= 2 B SKT T 2RT ooy, T 7\ 00, 99k

2 kA 0
Sin ZkT

or

2
mli)\ = oV B (16)
9Qen 99k

0

This is the basic result of the variational self-consistent phonon
approach, replacing second derivatives of the potential at equilibrium by
thermodynamic averages of the second derivatives over harmonic density
matrices. This system has to be solved sﬂf-consistently, as the thermo-
dynamic average depends on all the frequencies. To relate this result to
the corresponding classical result, Eqs. (4) and (5), we transform from
normal coordinates to atomic displacements by means of Eq. (7). The
result is formally similar to Eqs. (4) and (5) except that the dynamic

matrix now becomes

2 ik- -R
<ng(k) - E< " S e
v
0 /MHMV " aurnpo: aunvﬁo
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Both this and the classical dynamic matrix can be written in more

— — —detail,—specilying-properties-of acoustic-and optic .modes,_by writing_the_ _  _

10

potential as a sum of pair potentials, as follows:

2
0 Vmp nv
3a ET » mp # nv
2 mpa  nvfp
9"V _
u u - (18)
mpa  nvp 2
g va rp
z:aumaaumﬁ’mu=nv
- b e

Substituting this into the dynamic matrix, we get

e

ik-(R. -R_ ) 5%
rp mp my, rp
au aumHB

mypya 0

<DHQ > / Z (
M M
v
(19}
D, EVAILUATION OF THERMODYNAMIC AVERAGE

The last step is to evaluate the thermodynamic average of the second
derivative of the pair potential, and to reduce the multidimensional integral
to a form that can be calculated. This is achieved by Koehler's method
(Refs. 18 and 19) of expressing the density matrix Eq. (12) in terms of
atomic displacements (resulting in correlated Gaussians) and consequent
reduction of the multidimensional integral appearing in the thermodynamic
average to a three-dimensional one, which can be evaluated numerically.
We start by substituting Eq. (7) in Eq. {12}, and Eq. (12) in Eq. (19), with
the result

- E : rpy
Gscré rpy Yso5
2 2 rpy
8 thi,nv : (det G)”z (1T du) i Vr?fm,nv o s5a0d
0

Tr31‘N aumpa BumHB

miy.a 9 mpp
(20)
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where the temperature-dependent correlation function is

GgfPy - L

sa b N

o Hw R
Z MpM ;KA k) lk'(Rsc ) Rrp)

3 tghm epy (KA) e0_6(k \) e
kX

(21)

Next, since the second derivative depends on the coordinates of two
particles only, we can perform the integration over all coordinates but these
two. Ior this it is convenient to partition the matrix G and its inverse
G_l into a six-dimensional block involving the indices of particles mp, nv,

and the rest:

my. nv
mp
g } - h
G = nv ‘ , G 1 -
The result of the integration is (Ref. 18)
1/2 2
Vrmp,nv _ (det h™ 1) du 0 Vmp,nv " uh'lu
ou ou - 3 Ju 3u
mpe - mpP 0 e mpe - mpp

where U is a six-dimensional vector consisting of the components of u
m

and w - Since G and G_l are symmetric, h and h"l have the block

structure

with
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For central force potentials the integral can be further reduced by

introducing Felative and cenfer of mass coovrdinates T

- 1 _ 1
umH-R+2r, w, =R-5r
-1 1

uh " u-= 2R(C+D)R+Er(C—D)r

The integration over R is readily performed:

2 2 )
3 Vmp_,nv - (det(c_D) )1/2 i 9 v(lRm“-an+r|) e-Er(c. Djr

aumpaaumpﬁ . (211_)3 ara BrI3

(22)

This form is useful if the three-dimensional matrix (C - D) can be related
to the correlation matrix G (Eq. 21). Some matrix manipulation shows that
C-D={A- B)-l. A and B are the diagonal and off-diagonal blocks of the
inverse of the correlation matrix G. Fortunately, the latter can be inverted
(despite its practically infinite dimension) by using the orthogonality and

closure properties of the polarization vectors. It is readily verified that

tHw .
kx . ik- (R -R )
-1 mpe 1 ! + 2 nv mpy
(G )nvﬁ =3 E — ctgh ST e}m (k\) e {(kxy e (23
kEx T "k
Defining the matrix F = (C - D)-1 = A - B with elements F{my., nv)a'ﬁ
= (G-l)mpﬂ - (G—l)me and collecting all the results, we obtain the self-
mpB nvf

consistent phonon scheme

a~ v

2
ik (R__ -R_ )
2 1 ! rp mp) mpy, I (24)
e(k?\)=§—6-6 e e . (kx)
“ka ®ua = /—‘—MHMV (|J.V pu aumw Bumuﬁ 0 vB
v
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v a°v(|R tr)y Lerlr
I, rp 1 ar mpy, rp
8U’m o Bum 6] 3

K K2/ 0 \/(ZTI') det F{my., rp)

(25)

1 ‘ h Ee
2 s e ——  cteh—— kx
(mp rp)aﬁ T E \/M_M_ ctg KT e}-La' ( )

ik-(R__-R_ )
_ pTmp
% (epﬁ(kx) e k) e ) (26)

This is the self-consistent harmonic approximation in a form equiva-
lent to that of Gillis (Ref. 26), and will be used as a basis for treating the
defect problem.

III. SELF-CONSISTENT PHONONS IN AN
IMPERFECT QUANTUM SOLID

We formulate a scheme for computing self-consistent phonons in
quantum solids with defects in the expectation of applying it to systems such
as solid helium and metallic hydrogen, in which electronic excitations and
lattice imperfections are regarded as defects. The first system is of
interest in connection with the possibility of energy storage in metastable
excited states (Ref. 1), The phonon spectrum for metallic hydrogen was
evaluated (Ref. 5) for a perfect crystal at zero temperature. It is important
to obtain the temperature-dependent phonon spectrum, including vacancies
and interstitials that set in with temperature, and to see how the defects
modify the phonon spectrum and affect the lattice stability and, possibly,
melting of metallic hydrogen. Moreover, lattice defects are expected to
influence the superconducting properties of metallic hydrogen, as will be
discussed in Section V. For solid helium the problem is similar to the pas-
sage from perfect to imperfect classical solids (for an exhaustive summary
see Ref. 7), only that now a quantum solid is being considered. The two

types of defects, electronic excitations and lattice imperfections, differ
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greatly in their activation energy (20 eV and fraction of an eV, respectively)

and hence deserve fo be t reated differently:- The fact that [attice 1mper£e c-

tions have low activation energies means that their concentration is greatly
temperature-dependent and so requires a statistical-mechanical treatment,
This is not so in the case of slectronic excitations, which cannot be ther-
mally excited because their effective temperatures are of the order of 105 K,
enormous compared to the solid-helium temperatures of =10 K. For this
reason we shall treat electronic excitations as fixed, temperature-
independent impurities with a random distribution in the solid, characterized

only by an average concentration,

A, VARIATIONAL PRINCIPLE

The variational principle for the free energy (Eq. 9) was stated for the
canonical ensemble, in which the number of particles was fixed. To allow
for a variable number of defects we have to use the grand-canonical ensemble,
in which the number of particles (defects in our case) is allowed to vary.
The statistical quantities we need are defined as follows (Ref. 27). The

grand partition function is

Z. =Tre {27)

where Tr means summation over the states as well as over the number of
vacancies and interstitials, and Mo and b, are the chemical potentials asso-
ciated with these defects, The analog to the free energy is the thermo-

dynamic potential Q

Q = -kT 4n Z (28)

while the density matrix, or statistical operator, is given by

P N - Ny

b = ==
G Zg

_ eﬁ(n “H+p N_+pN)
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The average number of vacancies, for example, is given by

Tr I:N e—ﬁ(H ) MVNV i HiNi)jl
v

e [P R ]

H

N> = Tr (N pg)

(29)
1 2 -P(H - HVNV B MiNi)
= B in Tr e
My
LS
o,
and, similarly
_ 952
N = -5 (30)

i

A variational principle will now be derived by relating the grand
canonical to the canonical quantities and using the variational principle for

the latter. For a system of N particles we have (Eq. 9):

N7

F.. s F = F +{H,. - H
0,N N 0,N”y

N N, trial

and

-BF

ZN=e

N

The grand pé.rtition function is related to the canonical partition function

ZN by

e-BQ = ZG = ZEDHN ZN = Ee
N
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Using the variational upper bound on F__ we have

N

N) _ﬁﬂtrial
e

oBa E e-B(FN,trial - M
N

This defines the variational principle for the thermodynamic potential:

N}

w2
I

N T SR S
S %rial = 7B
N

F +<{H,. - H, ..> - uN
0,N N 0. N’y )

1 mzens(

N

(31)

In the case of our defect problem, N is the set of numbers of vacancies and
interstitials, N = {N » N.o, and pN = p N+ p.N.. In what follows Q__.
v i vV i trial
will be differentiated with respect to phonon frequencies to obtain self-
consistent phonons, with respect to effective equilibrium positions to find
the lattice relaxation due to defects, and with respect to the chemical poten-

tials to find the defect concentration (Eq. 29}.

B. DEFECT HAMILTONIAN

The first step in evaluating the thermodynamic potential is to write
down the Hamiltonian of the system in the presence of defects. The

Hamiltonian of a perfect crystal is

_ Z 1 Z . .
H = ti +5 Vij (i # ] in the surmmation)
i ij

In the presence of the defects enumerated above (electronic excitations
and/or vacancies and interstitials) the Hamiltonian will be modified in two

important ways. First, the presence of electronic excitations drastically
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changes the interatomic potential between two atoms, one of which at least

is excited. The excited sites will be characterized by

1 site i excited
S

1 0 sgite i normal

The modified potential becomes

u.,, = v.. + &v (cr.(x) + U(x) - Ztrgx) u_(x)) + 6'v U.(x) G(x) (32)
1j ij ij 1 i j i
where
Sv,, = v.g.x-
1) 1) 1]
6'v,. = vfc.x - v,.
1} 1) 13

vgx is the potential between two atoms, one of which is electronically

excited, and v is the potential between two electronically excited atoms,

X XX . .
g and v are available from extensive

For helium, for example, both v
guantum-chemical calculations (Refs. 28 and 29). The potential u. . was
constructed in such a manner that when one atom is excited uij = vBX, and
when both are excited u.ij = v,

To describe the effect of missing or superfluous atoms we similarly

introduce

p(v) ) 1 i occupied
1 0 i wacant
. 1 1' wvacant
(i) _
P -

0 i' occupied
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0 i1 occupied

o a(i) =1- Piﬁi.- . L _
T 1 1 vacant
(i) _ 1 () 0 1’ wvacant
a., = - p_l =
i i

et
ot

occupied

The superscripts (v) and (i} stand for vacancies and interstitials, and the
primed index runs over interstitial sites. The modified Hamiltonian can be

written as

The first two terms are the kinetic energies of the occupied regular sites
and of the interstitial sites, respectively. The third term is the potential
energy between the regular sites and the fourth term between two inter-
stitials., The last two terms describe the potential between one regular

site and an interstitial, and are obviously equal to each other. This way

of writing the Hamiltonian is very similar to that of Aksenov (Ref. 9), who
treats vacancies in gquantum solids. Our work differs from his in three
important aspects. First, he considers vacancies only, and no interstitials.
Secondly, he uses the canonical distribution throughout, while it seems to
us essential to use the grand-canonic ensemble when the number of particles
varies. Third, Aksenov does not include lattice relaxation around defects
that can be incorporated in our formalism. Such lattice relaxation efiects

are expected to be very important in solid helium.

We next express the p's in the Hamiltonian in terms of the correspond-

ing ¢'s and partition the Hamiltonian into lattice and defect parts:

H = H (33)

Hlatt i def
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= i
Hyage © Z 13 Z % (34)

_ (1) (vi 1 (i) (i)
Hyes = Z RURIUNS Z &9 T3 Z By Ty 0

(35)
The defect Hamiltonian is the o-dependent part of the Hamiltonian and
obviously vanishes for ¢ = 0, i.e., in the absence of defects.
In the variational principle (Eq. 31) we choose as H, the harmonic
part of the lattice Hamiltonian, so that
<H - Ho>0 = Hpg - Ho>0 ¥ <Hdef>0 (36)

The "perturbation’ Hamiltonian consists of two parts, the effective anhar-
monicity of the perfect crystal and the average defect Hamiltonian. As we
will see, the first term contains the self-consistent phonons previously
derived, as well as the modification due to electronic excitations (through
the modification of the potential, Eq. 32}). The second term contains the
effect of vacancies and interstitials. The average in(Hdef> consists of two
parts, the average of the kinetic and potential energy operators over the
density matrix of harmonic oscillators, and the summations of the linear

and quadratic terms in the o's over Nv and Ni' As a result we have
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. 2
RS R AR CRE T DI O
i|jT

L) Gy -5 @- ot E &> (37
ij ij
iy ij
where cr(v) and cr(l) are the average vacancy and interstitial concentrations,

It should be pointed out that in passing from Hy.s to <Hdef> one
obtains a translationally invariant defect Hamiltonian, thereby suppressing
all information about the localized nature of the defect, A more rigorous
description of a finite defect concentration would be provided by a scheme
such as the coherent potential approximation, The discussion in Subsection
C below is kept general in that translational invariance of the lattice is not
assumed, Calculations will be carried out in the low-defect concentration

approximation when only linear terms in o{v) and o{i) are retained

12

(Hyog?

AR DR R PR
i 5

(38)

Ni - Nv Ni Nv
el R D IRIPEE PR
i3 5

JPL Technical Memorandum 33-701



This form is next substituted in the variational principle, Eq. (31), resulting

™ 1
B, 4 <Hyy - Hpd) . -PNy (SN‘ +§E G52 - “i)

in

BNV(%ZJ“%Z Qo2+ %)
]

X e )
><39)

-P <_1£>‘ +1ﬁ2<”ij‘> "y

ij!

-1
= F, +<H1att_ HO>+|B |l -e

P %')' +}WE Q>+ e
ij

-i-B—l |1l -e

This derivation seems somewhat inconsistent, On the one hand, only linear
terms in NV and Ni were retained due to the assumption of few defects. On
the other hand, the summation was performed over all values, from 0 to @,
using the well-known sum of a geometric progression. In the Appendix we
start from the total defect Hamiltonian Eq. (37) rather than Eg, (38), derive
an integral representation for the trial thermodynamic potential, and show

that in cases of interest to us the result reduces to Eq. (38),

The first two terms in Eq. (38) describe the variational free energy of
a crystal with some fixed, localized electronic excitation, and will be con-
sidered in the next subsection, The last two terms are the contribution of

interstitials and vacancies, and will be considered later.

C. ELECTRONIC EXCITATIONS AS DEFECTS

The first two terms in Eq. (39),

F :FO+<U—UO>

trial
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are of the same form as the variational free energy of a perfect crystal,
Denoting the-normal modes by—w,, we-obtain from theprevious section, by —
minimizing the free energy with respect to the normal mode frequencies,

the basic equation of lattice dynamics

(40}
qu

Despite the formal similarity, Eq. (40) differs from the equation for a per-
fect crystal in that the potential U is modified close to electronically excited
sites, as described by Eq. (32)., As a result of different potentials between
different pairs of atoms, there is lattice relaxation around the defects. The
lattice loses its periodicity, and we can no longer use the translational
symmetry to simplify Eq. (40). The normal modes w, differ from those

of the perfect crystal, both in their values and in the appearance of localized

frequencies not present in the perfect crystal.

The most convenient approach to Eq. (40) is to write U as the perfect
crystal potential V plus a correction term, thus enabling one to use the
well-known solution of the perfect crystal as a basis for the defect problem
(Ref. 7). As we shall shortly see, the correction terms in the resulting
equation for the normal modes can be characterized by a defect matrix,
consisting of deviations in mass and in force constants {i.e., interatomic
forces) from the corresponding values of a perfect crystal., For a quantum
solid the first type of defect has been discussed by Varma (Ref. 8), who
considered a single isotopic substitution, while we consider here a change
in the interatomic potential. Although we expect more drastic effects due
to electronic excitations (not unlike bubbles in liquid helium with electronic
excitations) than due to an isotopic substitution, the formal approach to both‘

problems is rather similar, as we now proceed to show.

Looking at electronic excitations, we can consider either a single
excitation at the origin or a finite concentration of randomly distributed

electronic excitations. In the first case the formulation becomes practically
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identical to that of Varma (Ref., 8), Of considerably greater practical inter-
est is the second case, which we now examine. By Kq. (32) we can rewrite

Eq. {40) in the form

where ¢ is the concentration of electronic excitations. The left-hand side
looks like the expression appearing in the perfect crystal equation, but this
is not quite the case. The potential is evaluated at relaxed lattice positions,
R0 + S8R + u, where the RO are the equilibrium positions of atoms in the
undistorted lattice, 5R are the lattice relaxation displacements due to the
defects considered, and u are the phonon displacements. We can write

ViR, + 6R + 1)

VIR, +u)+ VIR, + 8R+u) - V(R + 1)

0 0 0 0

V(R0+u)+AV = Vnd+AV

where AV is the distortion potential due to lattice relaxation, and Vnd is

the undistorted lattice potential, Equation (41) can now be written in the

<a 5V
qu

{42)

form

It is convenient to transform from normal modes to atomic

displacements
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Because of the lattice distortion the Tiav do not possess translational

~symmetry and we cannot introduce polarization vectors, as we did for per-

fect crystals, The Tiav have the orthogonality and closure properties

E T, T, =&
10 v iav vy

i

z : Tiav Tjﬁv - 6ij 6&6
Y
The second derivatives in Eq. (42) become

2 2

2 _ Z 3
B_T - Tiav Tj[3v du. au.ﬁ
qv qv iaf;_]ﬁ 1 )

Using the orthogonality, Eq. (42) can be rearranged to read

82

2 Vnd i
_va Tiafv + Z Buia BU..B Tj[3v - Z: CJQ Tjﬁv (43)
iB J ip

where C is the defect matrix for the problem

, 2
Cig = 8—85_ {20’(0‘— 1)6V-cr26‘V-AV} (44)
J Yia 7%

For a vanishing defect matrix the problem reduces to that of a perfect
crystal. The defect matrix consists of two parts, one due to the modified
interatomic potentials, and the second due to the deviation of the distorted

lattice potential from the undistorted one.
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Equation (43) is conveniently solved in terms of classical Green
functions, defined as solutions to Eq., (43) with the right-hand side replaced
by a &-inhomogeneity,

2 io o) = 6ia
v 8Ly (v gly 2
It can be seen, by direct substitution, that the Green functions are given by
T, (kn) T
(KA) iB (k)

. 1
ia _ 2 :
gJﬁ (wy) = > - wz (45)

kx “kx v

where Wiy are the normal modes of the perfect crystal, and Tia(k A) are the

corresponding eigenvectors, related to the polarization vectors by

! -ik'R
T. (k\) = \/_ea(k?\)e

1a NM

Knowing the Green functions, it can again be verified by direct substi-

tution that the solution to Eq. (43) can be written as

- z : ia jP
Tiav B g_]ﬁ (wy) Cq Iy lev
P
y

This can be regarded as the matrix equation

0

(1-gC) T

solved by diagonalizing the product of the Green and defect matrices

- . .
det 61Y -Z g:J.Lg (wy) C{E = 0 (46)
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Unlike the secular equation of a perfect crystal, whose size is determined
~_geometrically by the number_of vibrational degrees of freedom per unit cell, —
the size of this equation is determined physically by the number of neighbors

affected by the defect.

Finally, the lattice distortion 8R can be determined by varying the

free energy with respect to &R;:

R, + 6R +u))

def ( 0

0

trial = Fo - <H, >O+ <Hlatt (R, + 6R + u) + H

Only the last two terms include the lattice distortion, and imposing the
condition aFtriall 96R = 0 results in an equation similar to that derived by

Varma (Ref, 8),

D. VACANCIES AND INTERSTITIALS

For this problem we have to include the last two terms in Eq. {38)
that were not considered so far, The self-consistent phonons will be deter-

mined from the condition

dQ’crial _
awv

We conveniently define

B2 +11§Z Gy - by
1]’

E =

P %>+'11§I“Z Qay0 + g
ij

E =-e¢
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Differentiation gives

rr'-)Q’cria.l dFtrial Ei

_ 1 8¢
dw,  duw, TTE.'N Bmv £y Z G 1J’>

1

v 1 8
"1-E N Bmv BwE<1J>

\'

The derivatives required here are all available in the previous section for

the perfect crystal. They are

8F rial _ h ctgh PR, s Phw, 1 é >
dw, 4 2 2 Phw
sinhz 5 v Mw q, 9q
o> v f . 4 Phw, i Ph, 1
Lz |z Z Pho
sinh 5

(Z: @ U
9 ? = - iZ' ctgh B'h‘-dv + ﬁhwv ! 82
dw,, 2Mo? 2 2 ot ﬁhwu 5q, 09 .
Z <uij‘> Usnt
1’

Uint denotes the interaction between regular lattice sites and interstitial

sites. Defining the function sinhc x = (sinh x)/x, we collect and rearrange

27



all terms. The resulting self-consistent phonon equation in the presence of

_ defects is ___ . . o . o . o L

i \aq, Bq:
L = 47
‘mmv - 1 sinhc B“hw -1 ( E. E ) (47)

l 1 _ A%
Nmnhcﬁhw +1 l-Ei I-EV

We next evaluate the average number of defects from relations Eqgs. (29)

and (30):
aQ’crial Ev
)y = - el o 49
aﬂtrial Ei
<Ni> = - a“i = 1 - Ei (49)

Substituting these results into Eq. (47), we can write the self-consistent

phonon equation in terms of the vacancy and interstitial concentrations:

o’u \_, , (. s
5 da, 9q, 9q,, aq

va =
sinhc Bhw, - 1

sinhc Bhw, + 1

( } , sinhc Bhew,, -1
Bq Bq 2q, 8q 8q V sinhc Bhw, + 1
(v}
-0 [1 T Sinhc Bhwv + l]<3q 8q>
v
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This equation can be treated by the classical Green function technique
described in the previous subsection. The quantities appearing here, par-
ticularly the defect concentration, depend on the chemical potentials My and
b that are not yet determined. One way to determine then is to compare
Eq. (48) and Eq. (49) with

-QEV/kT -AEi/kT
<NV> = e ’ <N1> = €

where AEV, AEi are the activation energies of vacancies and interstitials,

and thus relate the chemical potentials to the activation energies.
Iv., SOLID HELIUM

In this section we discuss the relevance of phonons to the study of
electronic excitations in solid helium. Our attention will be exclusively
devoted to the 235 metastable excitations of helium because only they have
a sufficiently long lifetime to be studied conveniently experimentally. In
fact, as noted in the Introduction, the long lifetime and the high excitation
energy of the He(23S) = He::c state provide the major motivation for the study

of electronically excited helium, for eventual energy-storage applications.

A. -MEASUREMENT OF He* CONCENTRATIONS

An excited atom in the sclid-helium lattice can be regarded as a defect

or an impurity. As such, it produces a static lattice distortion in its imme-

diate neighborhood and thereby leads to a modification of the phonon spec-
trum. The lattice distortion is expected to be quite substantial, in analogy
to the case of liquid helivm where "bubbles' or cavities around excited
atoms are known to exist, with estimated bubble radii of the order of 7 ;&,
as compared to the mean interatomic distances of about 3.5 A (Ref. 30).
Both the static lattice distortions and the vibration of normal and excited
helium atoms about the distorted equilibrium positions are treated self-
consistently, at any temperature, by the formalism of the last section.

Knowledge of the phonon spectrum of an imperfect solid-helium crystal,
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together with sound attenuation measurements in the crystal, may provide
a viable technique for determining the concentration of He atoms in solid _

helium, as we shall now discuss,

It is known that the presence of impurities in an otherwise perfect
crystal leads to scattering and attenuation of sound waves propagating in
the lattice. For sufficiently low-impurity concentrations, attenuation of
sound waves is essentially proportional to the impurity concentration,
although nonlinearities are expected to complicate matters at higher con-
centrations., Analogously, by measuring the attenuation characteristics of
sound waves in an electronically excited solid-helium crystal, one is
expected to obtain information about the excited-state concentration. Exper-

imental techniques for making such measurements on ordinary crystals with

impurities are well established. There appear no major obstacles in apply-

ing them to solid helium. To interpret sound-attenuation experiments, one
must know the effect of excited-state impurities on the propagation of sound
waves in solid helium. The work on the phonon properties of solid helium,

reported here, is being extended to deal with this problem.

Present experimental techniques for measuring sound attenuation in
imperfect crystals are quite accurate and the errors in determining per-
centage impurity concentrations are of the order of 0.01, for concentrations
not exceeding 10%. It is expected that comparable accuracies can be

achieved in the solid-helium case, It should be stressed that at present

there is no reliable method of estimating excited-state concentraticns in
solid helium (Ref, 31) and that therefore sound-attenuation techniques are

expected to find an important application in this area.

B. DEEXCITATICN PROCESSES

According to theoretical estimates (Refs. 32 and 33), an isolated He"
atom has a lifetime of some 2.3.h. In a solid-helium crystal, the lifetime
of the He* atom is generally expected to be shorter in view of various per-
turbations acting on the atom that tend to facilitate its transitions to the
ground state. A case where an analysis of lattice perturbation effects has
been performed is that of the excited N* = N(2p3 2D) state in a lattice of N2

molecules (Ref, 34). The results of this analysis show that indeed a rather
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drastic reduction of the N lifetime is caused by lattice perturbations. The
case of solid helium is sufficiently different to require independent consider-
ations, although one might a priori expect lifetime shortening effects here,

too,

The mechanisms by means of which an He atom may lose its excita-
tion are quite numerous. Some of the more important ones are:
(1) increased spin-orbit mixing (and thereby enhanced radiative decay)
caused by the presence of neighboring atoms {(2) I—Ie* migration in the
crystal and subsequent ""collisional'' He -He deexcitation, (3) formation of
He -He molecules or other complexes having shorter lifetimes, (4) radia-
tionless deexcitation into phonons, and (5) loss of electronic energy in

exciting vacancies and interstitials in solid helium,

To be able to discuss these various processes quantitatively, one
must know how electronic excitations modify the static solid-helium lattice
and how they couple to the lattice vibrations, i.e., phonons. The formal-
ism presented in Section III has been developed for the purpose of supplying
this information. Here we shall briefly outline how the static and dynamic
properties of the lattice enter into the calculations of some of the above

decay processes.

The fact that an He> atom has spin 1 and that, apart from spin- Ol'blt
terms, the Hamiltonian is spin independent means that the only way He in
a solid-helium lattice can decay is either by the action of spin-orbit forces
or by mutual deexcitation with anocther He* atom. Spin-orbit perturbations
lead to both radiative and radiationless decays. In the case of radiationless
decays the electronic excitation energy of an He* atom is dumped into
phonons to appear ultimately as heat. For energy storage applications, it
is extremely important that such radiationless He decays have very low
probability, Estimates of matrix elements for these decays, at various
temperatures, will be made on the basis of numerical calculations of self-

consistent phonons.

Although radlatlve decays seem to represent another clear-cut loss
mechanism of He atoms, it must be borne in mind that phonons emitted by
the decay of He" atoms may become trapped or reabsorbed as they propa-

gate through the crystal, so that, effectively, energy is retained in a useful
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form, In fact, the photon concept may lose its meaning in a crystal, since

photons are known to couple to electromc excitations (or exc1tons) in crys-

tals to generate new types of exc1tat10ns the polarltons (Refs. 35 and 36).
To study the various possibilities, a knowledge of the thermally-averaged
dielectric properties of solid helium is essential, A calculation of the
dielectric constant of solid helium, based on the self-consistent phonon

formalism, is being undertaken for this reason.

it is well known that electronic excitations, even the well localized
ones, are able to migrate in crystals {see a discussion in Ref. 37). The
mechanism for this migration is provided by resonant electronic interaction
between neighboring excited and normal atoms. It is expected that in solid
helium the migration of 235 excitations can well be represented by an effec-
tive hopping Hamiltonian with parameters determined by evaluating
thermally-averaged matrix elements of the He*-He exchange interaction.
Using this effective Hamiltonian, one should be able to compute the proba-
bility of He*—He* collisions, for given He /He concentration, and thus to
estimate the collisional loss rate of He atoms, on the assumption that a
near-neighbor collision of two He atoms is certain to lead to their deexcita-
tion. In experiments with liquid helium, it has been found (Ref. 38) that
activation of rotons and the présence of impurities independently tend to
inhibit excited bubble collisions and so to lengthen the lifetimes of excited
bubbles. It is interesting to speculate about possible ways of inhibiting

""hubble' collisions in solid helium.

V. METALLIC HYDROGEN

In all cases where metallic hydrogen is believed to exist, i.e., in the
interior of Jupiter and in shock-wave experiments (Ref. 39}, it is found at
elevated temperatures, close to or above the melting temperature, Thus,
from an experimental point of view, it is important to undertake studies to
understand the physical properties of metallic hydrogen at finite, nonzero
temperatures. These studies would also constitute a first step for future
considerations of liquid metallic hydrogen. In view of the semiquantum
nature of metallic hydrogen (Ref. 5), vacancies and interstitials are expected
to have a dramatic effect on such properties of metallic hydrogen as lattice

stability, melting, and superconductivity, to be discussed next.
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A, LATTICE S5TABILITY AND MELTING

The effect of static vacancies was considered by Aksenov (Ref. 9) who
performed some simple model calculations for quantum solids. He obtained
phonon softening due to vacancies. Also, in some of his calculations, lattice
instability, characterized by at least one of the lattice frequencies becoming
imaginary, occurred at vacancy concentrations as low as 5 to 10%. We
intend to perform more realistic and complete calculations for metallic
hydrogen, including also interstitials and their effect on lattice relaxation.
It is known that in some cases (Ref., 40) interstitials cause a much larger
lattice relaxation than vacancies, and therefore are of crucial importance
in the study of defect effects. Not much is known about the relative impor-
tance of vacancies and interstitials in metallic hydrogen, and this will be

one of the first questions to be investigated in our studies.

In many solids the lattice instability due to defects occurs at tempera-
tures well above the melting temperature, and so is of no particular conse-
quence. However, in metallic hydrogen there are indications that the
situation is guite different., In a recent study of metallic hydrogen, Caron
(Ref. 5) estimated a melting defect temperature, defined as the temperature
at which the Boltzmann factor of the defect activation energy is of the order
of 0.1, corresponding to the maximum volume fraction of defects that the
crystal can tolerate before vacancies and interstitials spontaneously
recombine. Ior pressures of the order of the pressure at which a phase
transition from molecular to metallic hydrogen is estimated to occur, the
melting defect temperatures were found to be comparable to the ordinary
melting temperatures of metallic hydrogen derived from other simpler
models (Refs. 41 and 42). This implies that in metallic hydrogen the defects

may well constitute the primary melting mechanism,

Another aspect of finite-temperature defects is worth noticing. While
solid helium is a true quantum solid, metallic hydrogen is probably halfway
between a gquantum and a classical solid, as noted earlier. As a result,
zero-temperature defects are expected to be static, and phonons are prob-
ably the only low-temperature excitations, With increasing temperature
both the number and mobility of defects increase, and it may be necessary
to treat them as another type of excitation, similar to the vacancy waves

(or vacancions) in solid helium (Refs, 10 through 13).
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B. SUPERCONDUCTIVITY

" Metallic l;yfd;og;n is believed to be a_high-}:—en;pe;'ature superconductor
(Refs. 3 and 4). 'The available estimates place the superconducting transi-
tion temperature Tc in the range 100 to 300 K. However, it should be
noted that these estimates have been made on the basis of the simple BCS-
type formula and McMillan's subsequent generalization (Ref. 43} for TC

and they do not take into account either finite-temperature effects or the
expected modifications caused by defect excitation. Now it is quite well
established that defects and impurities in ordinary superconductors often
have a drastic effiect on Tc’ either lowering it (usually) or raising it, and
sometimes even causing oscillations in Tc: with increasing defect concentra-
tion. In any reliable estimate of TC for metallic hydrogen, it is therefore
essential to include the defect effects. A first guess might be that defects
cause phonon softening in metallic hydrogen, thereby reducing the Debye
temperature and the electron-phonon coupling constant, and thus, by the
BCS formula for Tc’ lead to 2 depressed transition temperature. With the
detailed phonon spectrum to be evaluated, it will be possible to test this
guess and, with the help of a theory of electron-phonon interactions for
disordered structures (Ref. 44}, to explicitly compute the changes of the

superconducting transition temperature caused by the defects.
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APPENDIX
We provide here an integral representation for the variational thermo-
dynamic potential, involving the full defect Hamiltonian (Eq. 37) rather than
its linear approximation. Mathematically this involves replacement of the

geometric series used in Eq. (39) by a sum of the form

I

2 .
Z o-aN - bN® _ —aN - 2ibtN

N N

1 -a-21 \/_t
= —— (A-1)
el | Ty

_ e—(a+2i\/b_t) /

or, in real form

@
2 a4t e-tz 1 -e P cos2 Vbt (A-2)
\/? 0 l+e_2a-2e_ac032\/gt

For b = 0 this reduces, of course, to the geometric series.

The thermodynamic potential is slightly more general, as it involves
summation over the two variables Nv =N, and N, = N,, The preceding pro-

1 i 2
cedure can be generalized to
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b,.N.N,
1] 1 ]
2: e i=1 ij=1
NN,
2 2
) "tl - t2 E {Zofiti + Ci) Ni - 2A,itif:‘2
= = dt, dt. e e
T 1 2
NlNZ
2 2
1 . (tl +t; - 2yt1t2)
= = dt. dt
™ 1 2 Zaltl + <:1 2a2t2 + Cy
1 -e 1 - e

(A-3a)

(A-3b)

The five constants A, and y can be determined in terms of the five a,,

bij by performing the t-integration in Eq. (A-3a) and comparing with the

original equations.

tedious, and gives

b12

c. = -a., y= - 12
1 1
2 /b11P22
2 2
2 by - 4by by, 2. b, - 4b)yby,
1 Zi 2 N
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The calculation is straightforward, though somewhat

39



NN,
o
b'lz2 - tf + t2 b —_—
'-35 \/bllb?,z
_ 11722 gt dt e
- m 1 42 /21
( Vm ] ) ( [ola- 40 bs )
b
@ 1l -e 2z
(A-4)
or, in real form,
@
2, .2
v (-t] + ty {1 - Alxl] (1- Azxz) cosh Zyt t, - A Azylyz sinh 2yt 1:2
to-y dt, dt, e 5 5
p (1 - 2A x4 Al) (1 - 2A,x, + AZ)
0
where
_ai
A = e
1
X, cos
i
= 2 /b..(1 -yz) t.
ii 1
¥ sin

Finally, what is the difference between the full expression Eq., (A-2)
and the approximate value used in the text for b = 0? To answer this, we

consider the difference between the two corresponding integrands
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l-e_aCOSZ\/b—t _ 1
1+e_2a-e_ac052\/gt 1 -e

-a

1 (e™®+e ®P)cos 2Vbt-1) _ I

1 -e® 1+e_2a-2e—ac052\/gt 1 -e

-a

The approximation is justified if f «< 1. For low temperatures, a (which is

proportional to 1/kT by Eq. 39) is large and, consequently,

For high temperatures, b is small (b is obtained from the quadratic terms
in the full defect Hamiltonian Eq. (37)), cos (2 Vb t) - 1 =~ -thz, and the

contribution to the integral is again small, This brings us back to the low-
defect approximation in which the bij are neglected from the beginning. If

necessary, however, one can start from the more rigorous Eq. (A-4).
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